Figure S1
Oxidation of [(η 6 -HMB)Ru(en)(S-iPr)] + (1a) using GSH/air, maximum efficiency of oxygen transfer
Figure S2
Oxidation using GSSG/air
Figure S3
Competitive oxidation of [(η 6 -HMB)Ru(en)(S-iPr)] + (1a) and GSH with H 2 O 2
Figure S4
Oxidation of [(η 6 -p-cymene)Ru(en)(S-Ph)] + (1b) with GSH/air Oxidation reactions GSH in aqueous solution at pH ca. 7 undergoes very slow oxidation to GSSG. 6 On their own in aqueous solution, complexes 1a and 1b are stable, even on bubbling with air or oxygen for several hours. In contrast, these complexes are readily oxidized to sulfenates within a few hours (1 -4 h) when GSH is present in solution at the same time; the GSH is oxidized to GSSG and the reactions are accelerated by bubbling with air. The reactions can be readily followed by NMR spectroscopy, but not monitored whilst bubbling with air. Longer reaction times lead to a displacement of the en ligand, probably by GSH or GSSG, and to subsequent decomposition of 1a and 1b. [26] [27] [28] . 1 H NMR spectra recorded during reactions of 0.5 mM complex 1b with 2.5 mM GSH with air-bubbling for 5 h. Complete oxidation of GSH to GSSG has occurred; oxidation of complex 1b is incomplete, but still detectable. The phenyl substituent on the thiolate in 1b is a weaker electron donor compared to the isopropyl group in 1a and together with the presence of a weaker arene donor (pcymene compared to hexamethylbenzene) accounts for the slowing down of the reaction. For assignments see Schemes S1 and S2 (1b, 2b).
